General information: Unless otherwise stated, reactions were run under an argon atmosphere with exclusion of moisture from reagents and glassware using standard techniques for manipulating air-sensitive compounds. Catalytic hydrogenation experiments were carried out in Parr Instruments autoclave (300 mL) with alloy plate with well for 4 mL vials equipped with a needle through the septum. NMR spectra were recorded on Bruker AV 300 or Bruker AV 400. All chemical shifts 
1.
COBALT COMPLEXES
Procedure for the synthesis of cobalt(II) complexes 5-6
+ CoX 2 X = Cl, Br Complex 6 has been prepared in analogy with 95% yield. [ 
2.
Catalytic procedure for the hydrogenation of carboxylic acid nitriles Catalytic transformations were performed in a 300 mL Parr autoclave equipped with an internal aluminum plate to include eight uniform reaction glass vials (4 mL) equipped with a stirring bar and sealed with cap, septum and needle. The autoclave was placed into an aluminum block as heating system to perform the reactions.
General procedure: In a reaction vial (4 mL), cobalt complex 4 (0.04 equiv.; 0.02 mmol) and NaBHEt 3 (0.16 equiv.; 0.08 mmol) are mixed with 2.0 mL of dioxane containing a defined amount of hexadecane as standard. After short time of stirring, the liquid nitrile (0.5 mmol) was added under argon. Solid nitriles were added directly to the reaction vial. The vial was placed into the alloy plate in the autoclave. The apparatus was purged five times with hydrogen gas, pressurized to 50 bar H 2 , and stirred for 6 h at 80°C. Afterwards, the autoclave was cooled to room temperature, depressurized and the reaction mixture was analyzed by GC. Selected products from Scheme 2 were isolated as HCl salt. Therefore, the reaction mixture was diluted in a large amount (approx. 50 mL) of diethyl ether and filtrated to remove the catalyst.
Then 1 mL of 1M HCl MeOH solution was added and the precipitate occurred immediately, which was filtered and washed with diethyl ether and ethyl acetate and dried overnight. 6. Figure S11. 13 H NMR spectra of 8u in DMSO-d 6 .
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